Tetrakis(dimethylamido)titanium was purchased from commercial sources and used as received. 3-pentafluorophenylamino-but -2-enoic acid ethyl ester was synthesized from pentafluoroaniline and ethyl 3-oxobutanoate and prior to use, it was purified by kugelrohr distillation under an atmosphere of argon.
Experimental details
Under an atmosphere of argon, an ice cooled mixture of 3-pentaflurophenylamino-but-2-enoic acid ethyl ester (200 mg, 0.68 mmol) in toluene (10 mL)was slowly added to acooled solution (273 K) of tetrakis(dimethylamido)titanium (72.4 mg, 0.32 mmol) in n-hexane (5 mL)a nd the resulting mixture was stored at 240 Kfor 48 h. Afterwards, n-hexane (4 mL)was distilled off under vacuum at room temperature and the remaining solution was cooled again to 240 Kf or 48 h. Finally, as mall amount of the solvent (3 mL) was removed under vacuum at room temperature. During that process,orange crystals (184 mg, 0.25 mmol, 79 %) suitable for X-ray analysiswereformed.
Discussion
Although commercially available tetrakis(dimethylamido)titanium is awell-known catalyst for the hydroamination of alkynes [1] and alkenes [2] it was found that group-4 metal complexes with N,O-chelating amidato ligands show as ignificantly improved catalytic performance [3] . Inspired by this finding, we planned to use closely related titanium complexes with vinylogous amidato ligands as catalysts for various amination reactions. These complexes are easily accessible via amine elimination from tetrakis(dimethylamido)titanium and betaenaminones [4] . Herein, we describe ac orresponding synthetic procedure that uses 3-pentafluorophenylamino-but-2-enoic acid ethyl ester as the ligand precursor. The resulting titanium complex bears two dimethylamido ligands and two N,Ochelating vinylogous amidato ligands. The crystal structure analysis reveals am onomeric titanium species that is sixcoordinate, with ad istorted octahedral geometry. Both dimethylamido ligands arelocated trans to the oxygen atoms of the vinylogous amidato ligands.Studies dealing with the catalytic performance of the title compound for anumber of amination reactions are presently underway in our laboratories. 
